Introduction
Although, the reactions of phosphonium ylides with carbonyl compounds have assumed the status of versatile olefinating reagent and have been rather thoroughly studied [1] [2] [3] [4] , but their studies on the reactivity towards thiocarbonyl systems still remains unexplored. Thiocarbonyl compounds being isoelectronic with that of carbonyl compounds are also expected to follow similar course of reaction with phosphonium ylides.
Prompted by this, in the course of our continuing researches on thorough investigation concerning the reactivity of phosphonium [5] and arsonium ylides [6] with thioketones, presently we wish to report the reactions of 2,7-dibromofluorenethione and thiobenzophenone with a wide range of semistabilized phosphonium ylides.
Results and Discussion
Quaternization of triphenylphosphine with substituted benzyl bromide in benzene at reflux temperature gave substituted benzyltriphenj'lphosphonium bromides (la-g) which on treatment with sodium hydrid.e in benzene produced intense colouration due to generation of substituted benzylidenetriphenylphosphoranes (2a-g). The reactions of ylides (2a-g) with 2,7-dibromofluorenethione (3) were carried out in benzene at reflux temperature for 6-8 h to afford 9-benzylidene-2,7-dibromofluorenes (4a-g) in 55-90% yields (Scheme 1). Similarly ylides (2a-g) also successfully condensed with thiobenzophenone (5) to give ^sub-stituted phenyl)-2,2-diphenylethylenes (6a-g) in 50-80% yields (Scheme 2).
Requests for reprints should be sent to Dr. R. S. All products (4a-g) and (6a-g) gave satisfactory elemental analysis. The melting points of the products were very close with that reported in literature [7] [8] [9] . The IR spectra showed characteristic absorption bands at 1600-1595 cnr 1 
Experimental
Melting points were determined on Gallenkamp apparatus and are uncorrected. A Perkin-Elmer infra-cord spectrophotometer was used to record the IR spectra. The NMR spectra (CDCI3) were run by the use of a Varian A-60 spectrometer with TMS as the internal standard, column chromatography was done to purify and separate the products by the use of glass column packed with neutral alumina. The purity was checked by TLC.
Substituted benzyltriphenylphosphonium bromides (la-g) were prepared by treatment of substituted benzyl bromides with triphenylphosphine in benzene at reflux temperature [5, 11] .
(a) Preparation of 9-benzylidene-2,7-dibromofluorenes (4a-g)
To a stirred suspension of phosphonium salt (la-g) (4 mmoles) and sodamide (0.19 g, 5 mmoles) in anhydrous benzene (100ml) was added, under nitrogen 4 mmoles of 3 and mixture was refluxed on a water bath for 6-8 h. After cooling, the mixture was filtered off and the filtrate was concentrated on a water bath under reduced pressure. The resulting oily mass was chromatographed over neutral alumina. The elution with petroleum ether (40-60 °C)-benzene (4:1) gave the corresponding 9-benzylidene-2,7-dibromofluorenes (4a-g). The products were recrystallized from suitable solvents in good yields as shown in Table I .
To a suspension of ylides (2a-g), generated from 4 mmoles of corresponding salt (la-g) with 4 mmoles of sodamide in 120 ml of anhydrous benzene, was added in an atmosphere of nitrogen, 4 mmoles of thioketone (5) and the mixture was stirred at room temperature for 3-4 h, and then at 60-80 °C for additional 4-8 h. After cooling, mixture was filtered and the filtrate was evaporated on a steam bath under reduced pressure.
The resulting mass was chromatographed. The elution with petroleum ether (40-60)-benzene (3:1) afforded 1-(substituted phenyl)-2,2-diphenyl ethylenes (6 a-g) which were crystallized from suitable solvents given in Table I . 
